S4
The macrocylic subunit prevents the clustering of the Gal moieties of the axle to LecA and thus the affinity of rotaxane 21 for LecA is moderate.
S6

Synthesis
General methods. Reagents were purchased as reagent grade and used without further purification.
Compounds 1, [1] 2, [2] 4, [3] 9, [4] 10 [5] and 25 [6] were prepared according to previously reported procedures. Acetonitrile (CH 3 CN) was distilled over CaH 2 under Ar. Dichloromethane (CH 2 Cl 2 )
was distilled over CaH 2 under Ar. All reactions were performed in standard glassware under an inert Ar atmosphere. Evaporation and concentration were done at water aspirator pressure and drying in vacuo at 10 -2 Torr. Column chromatography: silica gel 60 (230-400 mesh, 0.040-0.063 mm) was purchased from E. Merck. Thin Layer Chromatography (TLC) was performed on aluminum sheets coated with silica gel 60 F 254 purchased from E. Merck. NMR spectra were recorded on a JEOL (ECX-400) spectrometer at 400MHz for proton resonance and at 100. To a solution of 5 (103 mg, 0.058 mmol) in MeOH/CH 2 Cl 2 2:1 (1.5 mL) at 0°C was added sodium methoxide (6 mg, 0.011 mmol). The resulting solution was stirred during two hours at 0°C. The solution was then filtered over a short column of Dowex™ 50WX8-200 (H + resin form). The resin was washed with methanol (10 mL) and water (10 mL) and finally solvents were evaporated under reduced pressure to afford 7 as colorless solid (75 mg, 85% 
Compound 8
To a solution of 6 (20 mg, 0.023 mmol) in MeOH (0.3 mL) was added sodium methoxide (1.2 mg, 0.023 mmol). The resulting solution was stirred during two hours at room temperature. The solvent was evaporated and the crude was dissolved in water (0.5 mL). Amberlyst 15™ (0.5 g, previously washed with 1M HCl and water) was added to the solution and the mixture stirred for 2 min. 
Compound 13a
A solution of 9 (1.51g, 0.89 mmol) and 3 (124 mg, 0.22 mmol) in dry CHCl 3 (3 mL) was stirred two hours at room temperature. Afterwards 1 (88 mg, 0.27 mmol, 1.2 eq) was added and the solution was cooled to -20°C. CuBr•SMe 2 (46 mg, 0.22 mmol) was added and the resulting mixture stirred 15h while warming slowly to room temperature. The solution was diluted with CH 2 Cl 2 (10 mL) and washed with water (10 mL). The aqueous layer was extracted with CH 2 Cl 2 (3x 10 mL). 
S22
Compound 21
To a solution of 17 (20 mg, 3.58 10 -6 mol) in MeOH (0.5 mL) was added sodium methoxide ( 
